General Information
All of the commercial available substrates which were employed without further purification were obtained from Aladdin Regent Co., Ltd, Alfa Aesar (China) Chemical Co., Ltd, Macklin (Shanghai) Biochemical Co., Ltd and Shanghai LingFeng Chemical Reagent Co., Ltd. The crude reaction mixture was analyzed on a GC2000 / MSS6100 GC-MS system. The crude products were purified by column chromatography on silica gel.
1 H-NMR spectra were recorded on a BRUKER 500 MHz and 13 C-NMR spectra were recorded with 126 MHz (CDCl3 or DMSO-d6 as solvent, TMS as internal standard). Date are consisted of chemical shift (δ), multiplicity, coupling constant (J) in hertz (Hz) . Melting points were measured on a X-4 melting point detector (Beijing Tech Instrument Co. Ltd) and uncorrected. Agilent LC-QTOF-MS high resolution mass spectrometer was used for high-resolution mass spectra. 
General Procedure for ZnAl-BrO3 --LDHs
Bromate intercalated ZnAl-layered double hydroxides were synthesized by the coprecipitation method according to the procedures described in literature 1 . The reaction was conducted in a 500 mL four-necks-flask with a mechanical stirrer. 
General Procedure for haloformates

The synthesis of bromoformates
Substrate (2 mmol), KBr (1.6 mmol), formic acid (10 mL) were added to 50 mL threenecked flask and KBr was absolutely dissolved in the mixture with proper stir at room temperature. After ZnAl-BrO3 --LDHs (0.8g) was added to the mixture, the reaction system stirred at 40 ℃ in water bath with reflux condensation until the substrate completely disappeared (monitored by TLC). The molecule bromine was treated with sodium bisulfite solution right away. The solid phase ZnAl-BrO3 --LDHs was removed by centrifugation.
Furthermore, dichloromethane (3×5 mL) used for washing the ZnAl-BrO3 --LDHs was merged into the liquid mixture after centrifugation, then the products were extracted into organic phase with dichloromethane (3×10 mL) and H2O (30 mL). The organic phase was dried by sodium sulfate and concentrated in vacuum. The crude product was purified by column chromatography on silica gel with 1:5-1:20 ethyl acetate-hexane developer (volume ratio) and the pure products were identified by means of 1 H NMR and 13 C NMR spectroscopy.
The synthesis of iodoformates
S4
Substrate (2 mmol), KI (2.2 mmol), formic acid (10 mL) were added to 50 mL three-necked flask and KI was absolutely dissolved in the mixture with proper stir at room temperature.
After ZnAl-BrO3 --LDHs (0.8g) was added to the mixture, the reaction system was stirred at 25 ℃ in water bath with reflux condensation until the substrate completely disappeared (monitored by TLC). The molecule iodine was treated with sodium bisulfite solution right away. The solid phase ZnAl-BrO3 --LDHs was removed by centrifugation. Furthermore, dichloromethane (3×5 mL) used for washing the ZnAl-BrO3 --LDHs was merged into the liquid mixture after centrifugation, then the products were extracted with into organic phase dichloromethane (3×10 mL) and H2O (30 mL). The organic phase was dried by sodium sulfate and concentrated in vacuum. The crude product was purified by column chromatography on silica gel with 1:5-1:20 ethyl acetate-hexane developer (volume ratio) and the pure products were identified by means of 1 H NMR and 13 C NMR spectroscopy. 
Analytical Data of Products of bromoformates
(±)-erythro-2-bromo-3-(formyloxy)-3-(4-methylphenyl) propionic acid (2i)
Yield: 70%. White solid. 
2-Iodo-1-(4-acetoxylphenyl)ethyl formate (4f)
Yield 85%. Colourless oil. 1 H NMR (500 MHz, CDCl3) δ 8.14 (s, 1H), 7.41-7.38 (m, 2H), 7.14-
